(MQ) [I] (2.721 g, 10 -2 mol) and NH 4 BF 4 (5.242 g, 5 10 -2 mol) are added into 150 mL of MeOH. The mixture is heated up to the boiling point and subsequently filtered through a paper filter. The red filtrate is then stored overnight in the freezer at -20°C. The mixture of crystals formed is collected in a filter paper and dried. To separate the residual NH 4 BF 4 salt, (MQ) [BF 4 ] crystals are dissolved with 10 mL of ACN giving a red solution. Et 2 O (100 mL) is then added resulting of a crystalline yellow precipitate. The precipitate is repeatedly recrystallized from MeOH at -20°C, giving 1.034 g (44 %) of the title compound as white flakes.
Supporting Information
A -Synthesis (MQ) [CuBr 2 ] ∞ salt is obtained according to the following steps : Quinoxaline (5 mL, 4.32 10 -2 mol) and methyliodide (4 mL, 6.42 10 -2 mol) are mixed with 10 mL of DCM and the solution is left standing 3 weeks after sealing. The orange-red crystals formed are filtered, washed with Et 2 O and dried under vacuum to afford 9.263 g (79%) of the title compound. 1 H NMR (500 MHz, DMSO-d 6 ): = 9.57 (d, J= 2.1 Hz, 1H), 9.10 (d, J= 2.6 Hz, 1H), 8.55 (dd, J=8.5, 1.4 Hz, 1H), 8.47 (d, J=8.6, 1H), 8.36 (ddd, J = 8.8, 7.1, 1.5 Hz, 1H), 8.31 (ddd, J = 8.2, 7.1, 1.2 Hz, 1H), 4.69 (s, 3H) .
XRPD of (MQ)[BF 4 ]: theoretical (red) and experimental (blue) A 3 -(MQ)[CuBr 2 ] ∞
Under aerobic conditions, in a pillbox is mixed a stoichiometric (2.10 -3 mol) amount of Cu I Br (143 mg), NaBr (106 mg) and (MQ) [BF 4 ] (232 mg) in 2.5 mL of DMSO. The compounds are completely dissolved under slightly heating, leading to a brown solution. After cooling to room temperature, the pillbox is covered with an aluminium foil pierced with 4 "syringes" holes and then inserted in a bigger one filled with MeOH for liquid/gas diffusion. After few hours dark brown crystals of the title compound were formed in a pure phase (257 mg, 35%). 
XRPD of (MQ)[CuBr 2 ] ∞ : theoretical (red) and experimental (blue)

B-Single crystal X-ray diffraction analysis for (MQ)[CuBr 2 ] ∞ and (MQ)[BF 4 ]
B-I-(MQ)[CuBr 2 ] ∞
Summary of crystallographic data
0.9300 C(4)-C(5) 1.405(9) C(4)-H(4) 0.9300 C(5)-C(6) 1.364(9) C(5)-H(5) 0.9300 C(6)-C(7)
1.403(8) C(6)-H(6) 0.9300 C(7)-N(2) 1.372(6) C(8)-N(2) 1.298(8) C(8)-C(9) 1.398(8) C(8)-H(8) 0.9300 C(9)-N(1) 1.315(6) C(9)-H(9) 0.9300 Cu(1)-Br(2)#1 2.4935(6) Cu(1)-Br (2) 2.4935(6) Cu(1)-Br(1)#2 2.5347(6) Cu(1)-Br(1) 2.5347(6) Cu(1)-Cu(1)#1 2.9946(15) Br(2)-Cu(1)#1 2.4934(6) Br(1)-Cu(1)#2 2.5347(6)
122.1(4) N(1)-C(2)-C(7)
117.1(4) C(3)-C(2)-C(7) 120.8(5) C(4)-C(3)-C(2) 118.1(5) C(4)-C(3)-H(3) 120.9 C(2)-C(3)-H(3) 120.9 C(3)-C(4)-C(5) 122.2(5) C(3)-C(4)-H(4)
118.9 C(5)-C(4)-H(4)
118.9 C(6)-C(5)-C(4) 120.0(5) C(6)-C(5)-H(5) 120.0 C(4)-C(5)-H(5) 120.0 C(5)-C(6)-C(7) 119.7(5) C(5)-C(6)-H(6) 120.1 C(7)-C(6)-H(6) 120.1 N(2)-C(7)-C(6) 119.2(5) N(2)-C(7)-C(2) 121.6(5) C(6)-C(7)-C(2) 119.2(5) N(2)-C(8)-C(9) 123.3(5) N(2)-C(8)-H(8)
118.3 C(9)-C(8)-H(8) 118.3 N(1)-C(9)-C(8) 119.6(5) N(1)-C(9)-H(9) 120.2 C(8)-C(9)-H(9) 120.2 C(9)-N(1)-C(2) 120.7(4) C(9)-N(1)-C(1) 120.1(5) C(2)-N(1)-C(1) 119.2(4) C(8)-N(2)-C(7) 117.5(5) Br(2)#1-Cu(1)-Br(2) 106.19(3) Br(2)#1-Cu (1) 
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Interpreting this report
Datablock: shelx
Bond precision: C-C = 0.0080 A Wavelength=0.71073 Cell:
a=15.373 (2) b=6.4099 (7) c=10.9646 (18) alpha=90 beta=96.692 (12) (2) 859 (5) 850 (2) 138(1) C (2) 5109 (2) 1408 (4) 2769 (2) 86(1) C (3) 5727 (2) -443 (4) 2935 (3) 117(1) C(4) 6337(2) -1021 (5) 3935 (4) 141(1) C (5) 6356 (2) 184 (6) 4765 (3) 133(1) C (6) 5767 (2) 1985 (5) 4621 (2) 117(1) C (7) 5113 (2) 2642 (4) 3608 (2) 90(1) C (8) 3923 (2) 4979 (4) 2523 (3) 119 (1) 9) 120.3 C(9)-N(1)-C(2) 120.1 (2) 
126 (2) 28.4(9) F(4A)-B(1)-F(3B) 85.5(9) F(1A)-B(1)-F(3B) 109.2(4) F(4B)-B(1)-F(3B) 117.0(12) F(2B)-B(1)-F(3B) 93.6(6) _____________________________________________________________ Symmetry transformations used to generate equivalent atoms: (2) 10(2) C (5) 109 (2) 124 (2) 134 (3) 16(2) 10(2) -4(2) C (6) 112 (2) 131 (2) 97(2) -19(2) 28(2) -19(2) C (7) 90 (1) 91 (2) 88 (2) -16(2) 31(1) -8(1) C (8) 108 (2) 106 (2) '= 106.190 (4) 3.310 Br 1 -Cu 1 -Br 2 ' = 110.314 (4) 0.814 Br 1 -Cu 1 -Br 2 = 117.513 (6) 8.013 Face-Edge-Face Angles (a) Br 1 '(Br 2 'Br 2 )Br 1 =60.372 (10) 10.157 Br 2 (Br 1 'Br 1 )Br 2 '=63.529(9) Br 1 (Br 2 Br 1 ')Br 2 '=70.362 (10) 7.000 0.167 Br 1 '(Br 2 'Br 1 )Br 2 =70.369(9) Br 1 '(Br 2 Br 1 )Br 2 '=78.854 (9) 0.160 8.325
Deviation from ideal tetrahedral geometry (abs value) a(bc)d: dihedral angle between the abc and bcd planes, (bc) being the common shared-edge 
E-Further experimental techniques
Resistivity measurements. Gold wires were attached with silver paint on the corresponding small faces of the plate-like single crystals. Because of very high resistance values, two-probe DC measurements were performed under vacuum, applying a constant voltage in the range 100 -200V and measuring the current using a Keithley 6487 Picoammeter / Voltage Source. The temperature dependence of the resistivity has been measured in a Quantum Design PPMS.
